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Experimental Section compound 6
A two-necked flask (50 mL) was charged with FeCl3 (1.62 g, 10.0 mmol) and dried under high vacuum after which nitromethane (25 mL) was added under argon. The resulting yellow solution was then added under argon to another two-necked flask containing AgOTf (7.71 g, 30.0 mmol) which was dried under high vacuum. Then, the resulting mixture was added dropwise into a solution of 5 (0.423 g, 1.0 mmol) in dry dichloromethane (250 mL) under dark.
The reaction mixture was stirred for another 24 h at room temperature. After completion, the reaction was quenched by addition of saturated aqueous NaHCO3 solution (50 mL). After filtration, the aqueous layer was extracted with dichloromethane. The combined organic phase was washed with water and brine, and dried over anhydrous Na2SO4. Purification by silica gel column chromatography with dichloromethane/ethyl acetate (v/v=5/1) afforded the product 6 (29.5 mg, yield: 7%) as black solids 1 H NMR (600 MHz, CDCl3): d=8.22 (m, 2H, benzo-H) 144.6, 142.4, 141.8, 138.4, 131.1, 130.6, 129.4, 129.1, 126.6, 126.1, 125.6, 80.9, 75.4, and 55.3 
compound 8
To a 50 mL three-necked round bottom flask, 5 (0.212 g, 0.5 mmol) was added. The reaction flask was degassed and purged with argon through freeze-pump-thaw cycles for three times.
After the addition of DMF (30 mL), the solution was cooled to 0 °C. Then, NBS (0.58 g, 3.25 mmol, 6.5 eq.) was added in portions under argon. The resulting reaction mixture was stirred at the same temperature for another 6 h. After warmed to ambient temperature, the reaction system was quenched with a saturated Na2SO3 solution (10 mL). The aqueous layer was extracted with dichloromethane, and the combined organic layers were washed with water and brine, and dried over anhydrous Na2SO4. The brominated product 8 was purified by silica gel column chromatography with dichloromethane/n-hexane (v/v=1/1) as white solids (0.375 g, yield: 84%) by syringe, the reaction mixture was stirred at room temperature for another 3 h. Then, the system was quenched with brine, and extracted with dichloromethane. The combined organic layers were washed with water three times, and dried over anhydrous Na2SO4. The methylated product 9 was obtained as white solids (0.257 g, yield: 65%) after silica gel column chromatography with a mixture of dichloromethane/n-hexane (v/v =1/1) as eluent. 
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compound 10
To a degassed solution of 9 (0.187 g, 0.2 mmol) in dry toluene (20 mL) were charged Pd[P(t-Bu)3]2 (0.830 g, 1.6 mmole, 8.0 eq.) and K3PO4 (0.848 g, 4.0 mmol, 20.0 eq.) under argon.
The reaction mixture was then stirred at 120 for 24 h. After cooled to ambient temperature, the mixture was diluted with dichloromethane. The organic layer was washed with water and brine, and dried over anhydrous Na2SO4. Column chromatography purification on silica gel with dichloromethane/n-hexane (v/v=1/1) as eluent afforded the fused product 10 (33.6 mg, yield: 36%) as white solids, together with the debrominated product 7 (9.3 mg, yield: 10% 
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X-Ray Crystallographic Details
Figure S5-1. X-ray crystal structure of 6. Selected bond lengths (green, unit: Å) are shown.
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Figure S5-2. X-ray crystal structure of 9. The dihedral angles between neighboring phenylene and N-methylpyrrole units are shown. One of two independent molecules in the asymmetric unit is shown, and angles of both molecules are respectively shown. 
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